Materials and Methods
Starting material Cl 4 PBA was purchased from SYNTHON Chemicals and its purity was carefully checked by NMR and HRMS. DBI was synthesized according to literature known procedure. S1 Column chromatography was performed on silica gel (particle size 0.040−0.063 mm). All other commercially available reagents and solvents were of reagent grade and used without further purification. The solvents for the spectroscopic measurements and other experiments were of spectroscopic grade and used without further purification. UV-Vis absorption spectra were recorded on a Perkin Elmer Lamda 950 spectrometer. Steady-state fluorescence spectra were recorded under ambient conditions on a PTI QM4-2003 fluorescence spectrometer and corrected against photomultiplier and lamp intensity. The fluorescence quantum yields were determined by optical dilute method S2 (A < 0.05) using N,N´-di(2,6-diisopropylphenyl)-perylene-3,4:9,10-tetracarboxylic acid bisimide (φ fl = 1.00 in chloroform) as reference. NMR spectra were recorded on a Bruker DMX 400 spectrometer. 13 C NMR spectra were broad-band proton-decoupled 
Br 4 Cl 4 PBI 2
A solution of 1.00 g (1.12 mmol) Cl 4 PBI 1 and 1.12 g (3.92 mmol) DBI in 40 mL of Oleum (20% SO 3 ) was stirred for 18 h at 100 °C. After cooling to room temperature the mixture was poured slowly onto 150 g of ice. 150 mL water were added and the precipitate was collected by filtration, washed several times with water and dried in vacuum. The crude product was purified by column chromatography using dichloromethane as the eluent to give a red solid.
Yield: 667 mg (552 µmol, 51% 
Single crystal data
Single crystals suitable for X-ray diffraction experiments were grown by slow diffusion of pentane into a 1mM solution of 4 in acetone at room temperature.
Crystal Data were collected on a Bruker D8Quest Kappa Diffractometer using CuKα-radiation from an Incoatec IµS microsource with Montel multi layered mirror, a Photon100 CMOS detector and Apex2 software at 100K. The structure was solved using direct methods (SHELXS), expanded with Fourier techniques and refined with SHELXL. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were included in the structure factor calculation on geometrically idealized positions. resonances could be detected. The NCH 2 carbon atoms give rise to a triplet at 39.38 ppm within the aliphatic region; CF 2 and CF 3 could not be detected.
Fig. S12
19 F NMR spectrum of Br 4 Cl 4 PBI 2 in CDCl 3 .
Fig. S13
1 H NMR spectrum of (CN) 4 Cl 4 PBI 3 in D 2 SO 4 (10.90 ppm) with residual H 2 O at 3.00 ppm.
Fig. S14
19 F NMR spectrum of (CN) 4 Cl 4 PBI 3 in D 2 SO 4 .
Fig. S15
1 H NMR spectrum of PBI dianion disodium salt 4 in d 6 -acetone (2.05 ppm) with residual H 2 O at 2.88 ppm.
Fig. S16
13 C NMR spectrum of PBI dianion disodium salt 4 in d 6 -acetone (29.84 and 206.20 ppm). The NCH 2 carbon atoms give rise to a triplet at 38.87 ppm within the aliphatic region.
Quaternary carbon atoms and CF 2 , CF 3 groups could not be detected. 
